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1
H NMR and 13 C NMR spectra were recorded on Bruker AV300 and Bruker AV400 spectrometers (observation of 1 H nucleus at 300 MHz and 400 MHz respectively, and of 13 C nucleus at 75 MHz and 100 MHz respectively). All chemical shifts are reported in part per million (ppm) using the residual peak of the deuterated solvent, whose values are referred to tetramethylsilane (TMS, δ TMS = 0), as internal standard. All 13 C NMR spectra were performed with proton decoupling. Electrospray ionization (ESI) mass analyses were performed with a Waters spectrometer. HRMS-ESI spectra were recorded on a LTQ Orbitrap XL instrument. Gas chromatography mass analyses (GC-MS, electronic impact 70 eV) were recorded on a HP 6890
Series GC System apparatus, equipped with capillary column DB5 and quadrupolar mass selector HP 5973 Mass Selective Detector. Melting points were determined on an Electrothermal apparatus in closed capillaries. Microwave reactions were performed using a CEM Discovery System reactor. 
2-(2-(2-Azidoethoxy)ethoxy)ethyl-2,3,4,6-tetra-O-acetyl-β-D-galactopyranoside (5)
2-(2-(2-Azidoethoxy)ethoxy)ethyl-2,3,4,6-tetra-O-acetyl-β-D-galactopyranosyl-(14)-2,3,6-tri-Oacetyl-β-D-glucopyranoside (15)
S8
General procedure for "click" reactions (compounds 9, 13, 16, 19)
Calix [4] arene derivative (1 equiv) and β-galactoside derivative (6 equiv) were dissolved in 2.5 mL of DMF in a microwave tube. CuSO 4 ·5H 2 O (0.3 or 0.6 equiv), sodium ascorbate (0.6 or 1.2 equiv) and 0.5 mL H 2 O were then added. The mixture was heated at 80 °C by microwave irradiation (150 W) for a reaction time between 20 and 40 minutes. When the reaction was completed (checked via TLC and ESIMS), it was quenched by addition of water (15 mL) and extracted with AcOEt (5 x 15 mL). The combined organic layers were dried over anhydrous Na 2 SO 4 , filtered and the solvent removed under reduced pressure. The crude was purified by flash chromatography to afford pure the peracetylated glycosyl calix [4] arene.
Cone-peracetylated-galactosyl-calix[4]arene (9)
Cone-tetra-alkyne calix [4] 
